Gallenkamp melting point apparatus (uncorrected). Elemental analyses: Kolbe, Mülheim/Ruhr. All commercially available compounds (Lancaster, Aldrich) were used as received.
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Representative procedures:
(Z)-Styryl-trimethylsilane (Z-6b, R 1 = Ph). To a solution of of DIBAL-H (1 M in hexane, 10 mL, 10 mmol) and heptane (10 mL) was added 1-methylpyrrolidine (1.56 mL, 15.00 mmol). After stirring for 5 min at ambient temperature, 1-phenyl-2-(trimethylsilyl) acetylene (2.61 g, 15.00 mmol) was introduced and the resulting mixture was stirred at 60°C for 15 h and then at 100°C for another 18 h. The mixture was then cooled to 0°C before aq. HCl (2N, 100 mL) was carefully added. Extraction of the aqueous phase with hexane (4 x 50 mL), drying of the combined organic layers (Na 2 SO 4 ) and evaporation of the solvent afforded Z-6b (R 1 = Ph) as a colorless liquid (2.00 g, 76%) which can be used without further purifications.
The analytical data are in agreement with those previously reported in the literature. 14c
cis-3-Phenyl-2-trimethylsilyloxirane (cis-7b, R 1 = Ph). Na 2 HPO 4 (3.38 g, 23.78 mmol) and m-chloroperbenzoic acid (70%, 5.47 g, 22.19 mmol) were added to a solution of (Z)-6 (R 1 = Ph, 2.26 g, 12.84 mmol) in CH 2 Cl 2 (75 mL) and the mixture was stirred for 18 h at room temperature. Ether (250 mL) and aq. sat. NaHCO 3 were added to the resulting suspension, the mixture was stirred for additional 30 min before the organic layer was washed with aq. sat. NaHSO 3 , dried over Na 2 SO 4 and concentrated. Flash chromatography of the residue (SiO 2 , hexane/ethyl acetate, 30:1) provided the epoxide cis-7b (R 1 = Ph, 1.99 g, 81%) as a colorless liquid. The analytical data are in agreement with those previously reported in the literature. 1 (1R*,2R*)-2-Azido-1-phenyl-trimethylsilyl-ethanol (anti-8b, R 1 = Ph). A suspension of cis-7 (R 1 = Ph, 1.87 g, 9.74 mmol), NaN 3 (2.53 g, 38.96 mmol) and NH 4 Cl (1.15 g, 21.43 mmol) in a mixture of MeOH (32 mL) and water (4 mL) was stirred for 48 h. For work-up, aq. sat. NH 4 Cl (50 mL) was added, the MeOH was removed in vacuo, the resulting aqueous phase was repeatedly extracted with ether (3 x 50 mL), the combined organic layers were dried over Na 2 SO 4 and concentrated, and the residue was purified by flash chromatography (SiO 2 , hexane/ethyl acetate, 4:1) to afford the title compound anti-8b (R 1 = Ph, 2.03 g, 89%)
as a colorless liquid. 4, 126.8, 128.3, 128.6, 141.9; IR (neat) 3409, 3064, 3031, 2899 IR (neat) 3409, 3064, 3031, , 2097 IR (neat) 3409, 3064, 3031, , 1600 IR (neat) 3409, 3064, 3031, , 1541 IR (neat) 3409, 3064, 3031, , 1494 IR (neat) 3409, 3064, 3031, , 1454 IR (neat) 3409, 3064, 3031, , 1409 IR (neat) 3409, 3064, 3031, , 1251 IR (neat) 3409, 3064, 3031, , 1053 .
(1R*,2R*)-2-Amino-1-phenyl-2-trimethylsilyl-ethanol (anti-9b, R 1 = Ph). To a suspension of LiAlH 4 (0.62 g, 16.42 mmol) in THF (50 mL) was added dropwise a solution of anti-8 (R 1 = Ph, 1.93 g, 8.21 mmol) in THF (25 mL) and the resulting mixture was stirred for 5 h at room temperature. For work-up, water (0.7 mL) and aq. NaOH (2N, 1.2 mL) were added, the mixture was stirred for 15 h, the resulting white precipitate was filtered off and washed with ether (100 mL in several portions), the combined filtrates were dried over Na 2 SO 4 , and concentrated. The title compound (1.57 g, 91%) was obtained as a pale yellow solid which was used in the following step without further purification. 3095, 2952, 2879, 2850, 2922, 1577, 1453, 1360, 1327, 1246, 1241, 1199, 1065, 1038, 1003, 927, 844, 773, 743, 704, 687 . warm to ambient temperature. For work-up, the reaction was quenched with a phosphate puffer solution (pH 7, 30 mL), the aqueous phase was repeatedly extracted with ether (3 x 50 mL), the combined organic layers were washed with aqueous saturated NaHCO 3 , dried over 1, 127.4, 128.9, 129.4, 129.6, 129.9, 130.7, 136.7, 137.7, 142.6, 164.2; IR (KBr): 3245, 3051, 3023, 1662 , 1644 , 1626 , 1578 , 1513 , 1488 , 1451 , 1443 , 1338 , 1257 , 1202 , 1190 , 1081 39.8, 110.3, 124.2, 127.5, 129.0, 129.9, 137.8, 175.9; IR (KBr): 3366, 3084, 2970 , 2932 , 2908 , 1730 , 1678 , 1645 , 1598 , 1573 , 1503 , 1480 , 1439 , 1398 , 1365 , 1302 , 1277 , 1201 , 1168 , 1085 , 1030 5, 123.6, 123.9, 127.1, 127.8, 129.5, 129.8, 130.8, 134.8, 137.0, 137.5, 149.6, 163.9; IR (KBr): 3265, 1665 , 1648 , 1523 , 1490 , 1475 , 1350 , 1304 , 5 1271 , 1080 9, 27.8, 30.6, 45.2, 111.7, 125.4, 126.2, 126.8, 129.5, 138.6, 173.7; IR (KBr): 3269, 3073, 2933 , 2852 , 1666 , 1641 , 1536 , 1496 , 1486 , 1446 , 1254 , 1230 , 1197 7, 123.1, 125.1, 126.6, 127.1, 127.5, 129.6, 130.9, 134.9, 136.9, 138.0, 149.7, 163.0; IR (KBr): 3303, 3075, 1643 , 1616 , 1526 , 1489 , 1447 , 1350 , 1337 , 1177 7, 23.8, 26.7, 27.0, 27.1, 30.6, 30.8, 32.8, 45.8, 110.2, 123.0, 173.8; IR (KBr): 3293, 3192, 2931 , 2854 , 1684 , 1674 , 1525 , 1467 , 1449 , 1396 , 1334 , 1255 , 1208 , 1157 
